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In order to overcome the challenges and limitations related to conventional 
maintenance and repair methods in structural composites during service, the 
concept of self-healing for polymeric materials has been developed in the last 
decades. Inspired by biological systems, ideal self-healing materials must be able to 
repair damages continuously during the service life of the component, recovering 
its performance. Several techniques have been proposed in the last years to manu-
facture self-healing polymers and fiber-reinforced composites to provide healing 
of microcracks in the composite structure without or with less intervention, 
extending service life and safety of the components and reducing maintenance 
time and cost. This book chapter proposes an overview of the most promising 
self-healing approaches for thermoset and polymer matrix composites developed 
in recent year.
Keywords: advanced materials, thermoset polymers, polymer matrix composites, 
self-healing, mendable resin
1. Introduction
Polymers and polymer matrix composites (PMCs) have been extensively used 
for a variety of structural applications due their combination of high mechanical 
properties and light weight savings as major benefit. During service, the operat-
ing environment often exposes these materials to severe variations in mechanical 
loading and environmental conditions. Such conditions induce damages and can 
cause the formation of microcracks. These matrix damage can lead to the coalesce 
and growth of larger cracks, which compromise mechanical performance and 
integrity of the material inside its structure, where detection and external inter-
vention are difficult and/or impracticable. Non-destructive testing methods are 
generally used for inspection of components during operation. However, internal 
microcracks can be difficult to repair [1, 2]. To overcome the challenges related 
to the repair of these internal damages in thermoset matrix and FRP, self-healing 
materials have been proposed in the decades as an alternative to conventional 
repair methods.
Ideal self-healing materials are designed to present the ability repair themselves, 
using resources inherently available to them. The recovery of performance can be 
full or partial and occurs during the service life of the component with minimal 
or no external intervention. These materials can provide the healing of invisible 
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microcracks in the composite structure and can be an alternative to non-effective 
conventional maintenance methods to extend service life and safety of the 
 components in addition to reducing maintenance time and cost [1, 3, 4].
Inspired by biological systems, the self-healing of synthetic materials occurs in 
three steps. Initially, the healing mechanism is triggered by the damage. In the sec-
ond step, the healing agent, that is, the material responsible to repair the damage, 
is transported to the damaged area. Lastly, the repair process takes place, recover-
ing the crack. The time and efficiency of the recovery depend on the self-healing 
mechanism used [5, 6].
Different types of self-healing mechanisms are described in literature for all 
types of materials. Polymeric materials are reported as promising for self-healing, 
and the self-healing ability can be introduced by chemical modification or exposure 
to physical or thermal conditions. The glass transition temperature (Tg), the chain 
mobility, and the chemical structure are important parameters to be considered 
during the design of the self-healing system and can influence the success of the 
healing ability [7].
In this scenario, self-healing polymeric materials represent a new class of 
materials and have attracted great attention in the past decades. Studies have been 
developed to better understanding of the self-healing ability, the mechanisms, and 
how to overcome the challenges of processing and the limitations of each system. In 
the last decades, a significant increase in the amount of research about self-healing 
polymers is reported. Figure 1 shows the growth of the number of papers published 
on the topic of self-healing polymeric materials since 2000.
Several mechanisms are employed to obtain self-healing polymeric materials and 
each mechanism presents advantages, limitations, and challenges in formulation. 
In this review article, principles and developments in self-healing thermoset matrix 
and fiber reinforced polymers were presented.
Figure 1. 
Number of published papers according to science direct searched by “polymers self-healing”.
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2. Self-healing mechanisms
Self-healing polymeric materials are capable of recovering their properties 
due to the repair of microcracks. Different mechanisms can be used to confer the 
inherent ability to self-heal to polymers. For self-healing materials, the recovery of 
properties can occur naturally (autonomic self-healing) or be activated after the 
application of an external stimulus such as heat or radiation (non-autonomic self-
healing) [6, 8]. Different mechanisms of self-healing for polymer composites have 
been reported over the last decade. Each mechanism has limitations and aspects to 
be improved. Generally, self-healing mechanisms can be classified into two main 
groups: intrinsic and extrinsic self-healing mechanisms [9].
For extrinsic self-healing mechanisms, the healing agent is inserted into contain-
ers and incorporated into the matrix. Microcapsules and vascular network are the 
main extrinsic self-healing mechanisms. For encapsulated healing agents, during 
crack formation, the capsules are broken, releasing the healing agent within contain-
ers to fill the cracks. The polymerization of the healing agent will occur in these 
regions and heal the crack plane. Self-healing of polymer composites using the vascu-
lar network mechanism is developed by incorporating pipelines filled with a healing 
agent within a polymer composite matrix. When damage is triggered, the healing 
agent flows into the damage region by capillarity and polymerizes, thereby complet-
ing the process. These extrinsic mechanisms provide recovery of up to 100% of the 
initial fracture resistance of epoxy resins. However, despite the high recovery levels, 
the difficulty of processing and the inability to multiply cycles of healing in the same 
area are limiting factors for the application of this mechanism on a large scale [6, 8].
Intrinsic mechanisms are defined by the inherent ability to healing of the matrix, 
after a damage, in the presence of external stimulus such UV light, heat, or chemi-
cals. Thermoset polymer matrices with intrinsic healing capability, also known as 
mendable resins, have the advantage of multiple healing cycles as long as damage to 
the reinforcement fibers is not excessive or highly localized. Different mechanisms 
have been proposed in the last decade for the production of self-healing polymer 
matrices [6, 8]. Figure 2 summarizes the types of self-healing polymeric materials.
Figure 2. 
Types of self-healing polymeric materials.
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The healing of polymeric materials may be related to the recovery of several 
properties of the material, including fracture toughness, tensile strength, barrier 
properties and even molecular weight [1]. Then, the extent of healing can be dif-
ficult to compare, due to the range of properties that are healed in these materials. 
However, the majority of studies have used a basic method for describing the extent 
of healing in polymeric systems for a range of properties. The healing efficiency (η) 
is determined by the ratio of the value of the property tested after and before the 
healing (Eq. (1)) 5. This equation has been used as the basis for a non-property-spe-
cific method of comparing the healing efficiency of different self-healing polymeric 









h = ´  (1)
For self-healing efficiency assessment, the protocol reported on the literature 
involve basically three steps: (i) submit the test specimens to initial tests to promote 
controlled damage, (ii) healing (that can be triggered autonomically or non-auto-
nomically), and (iii) submit the healed specimens to tests again, in order to evaluate 
the new properties. Usually, the first tests are carried out until a certain level of 
load provides damage but not the failure of the samples, while the second test is 
carried out until total failure. The ratio between the properties measured before and 
after damage is then used to quantify the healing efficiency. Nonetheless, it is not 
unusual to find self-healing reports that involve the visual observation of micro-
cracks healing, without quantification of healing efficiency.
Self-healing efficiency greater than 100% have been reported for thermoset 
matrix in several self-healing studies. However, results of unmodified control 
samples are often not shown as the basis for comparison and the healing protocols 
are not standardized. In addition, the properties of the modified materials should 
be reported. Hence, although the healing efficiency equation has been extensively 
used for self-healing studies, a need for standardized methods for self-healing 
measurements still exists. In addition, when results of healing efficiencies obtained 
through different methods were compared it was found that healing protocols can 
be highly inaccurate and therefore not recommended [10, 11].
2.1 Extrinsic self-healing
Considered autonomic self-healing, extrinsic self-healing mechanisms are 
usually classified according to the type of the storage vessels used, although the 
self-healing concept is similar. Capsuled-based self-healing and vascular network 
self-healing are the two types of extrinsic self-healing mechanisms [6, 8].
2.1.1 Capsule-based self-healing
For capsule-based self-healing polymers, the healing agent is sequestered into 
microcapsules until the damage. The cracks formed are responsible for the rup-
ture of the capsules, releasing the healing agent and healing the crack plane. This 
mechanism was first suggested as a self-healing technique for polymer matrix by 
White et al. [12]. White et al. suggested a healing system based on the ring-opening 
metathesis polymerization (ROMP) of dicyclopentadiene (DCPD) via Grubbs’ cat-
alyst. Microcapsules with urea-formaldehyde (UF) shell filled with DCPD were dis-
persed into epoxy matrix with Grubbs’ catalyst and the addition of microcapsules 
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and catalyst increased the toughness of the epoxy [12]. This DCPD-Grubs catalyst 
system and the ROMP reaction were further investigated, and the healing efficiency 
was shown to be related to the concentration and size of the microcapsules and the 
catalyst [2, 13]. The low viscosity of the DCPD and the rapid polymerization at 
ambient conditions are strong advantages of the system, which has been extensively 
studied and reported as an efficient self-healing system [2, 6, 8].
5-Ethyldiene-2-norbornene (ENB) has also been investigated as a healing agent 
for the capsule-based self-healing mechanism due its higher ROMP reactivity when 
compared with DCPD. Romero-Sabat et al. [14]. used ENB/DCPD microcapsules 
(ENB/DCPD 80:20 wt.%) and Ru-based catalysts (Hoveyda Grubbs 2nd generation 
and Grubbs 3rd generation) dispersed into epoxy matrix and found healing effi-
ciency values up by 130% at low and ultra-low temperatures [14].
Although the capsule/dispersed catalyst healing system (Figure 3a) was first 
proposed, the capsule-based mechanism has been investigated also using different 
encapsulated agents in a dual capsule system. In this system, the monomer and the 
hardener are encapsulated separately and embedded into the matrix (Figure 3b).
Yuan et al. [15] presented the healing efficiency of a dual capsule system with 
a microcapsules shell made by poly(melamine-formaldehyde) (PMF) filled with 
epoxy prepolymer and its hardener. Diglycidyl ether of bisphenol A(DGEBA) 
epoxy-loaded microcapsules and microcapsules filled with hardener (2,4,6-tris 
(dimethylaminomethyl)phenol) were dispersed in epoxy matrix and tapered 
double cantilever beam (TDCB) were used to assess the self-healing efficiency of 
the system. For a concentration of 20 wt.% of microcapsules (10 wt.% of epoxy-
loaded and 10 wt.% of hardener-loaded microcapsules), healing efficiency higher 
than 90% was found under 200°C [15].
Kosarli et al. [16] proposed the use of UF microcapsules filled with epoxy 
resin nanomodified with Multi-Wall Carbon Nanotubes (MWCNTs) as healing 
agent. The conductive microcapsules aimed to recover mechanical and electrical 
performance of the capsule-based self-healing system. 0.1 wt% of MWCNTs was 
dispersed into epoxy healing agent using high shear stirrer previous to the encap-
sulation. UF-wall microcapsules were produced using in situ emulsification polym-
erization. Then, the DGEBA epoxy matrix was modified with 0.5 wt.% MWCNTs, 
20 wt.% produced microcapsules, and 3 wt.% of catalyst (aluminum (III) triflate 
(Al(OTf)3). The self-healing efficiency was assessed through fracture toughness 
tests and impedance spectroscopy measurements. The capsule-based self-healing 
polymer presented about 22% increase on mechanical properties when compared 
with neat matrix. In addition, a recovery rate of more than 80% of fracture 
 toughness and electrical properties was found [16].
Figure 3. 




Ebrahimnezhad-Khaljiri et al. [17] used capsuled-based extrinsic mechanism to 
manufacture self-healing glass fiber/epoxy composites. Microcapsules with epoxy 
as healing agent were first dispersed into epoxy matrix in three different concentra-
tions: 7 wt.%, 14 wt.%, and 21 wt.% using mechanical stirrer. Then, 2 wt.% of 
imidazole-based catalyst (NiCl2(imidazole)4) was incorporated within the matrix. 
4-ply and 12-ply glass fiber/epoxy were manufactured by hand lay-up using the 
modified epoxy matrix. Tensile and interlaminar shear strength (ILSS) tests were 
used for self-healing efficiency investigation. As a result, composites with 14 wt.% 
of microcapsules were presented as optimum results, considering the levels of heal-
ing efficiency for tensile and shear strength [17].
Capsule-based self-healing approaches have also been investigated for coatings 
and corrosion protection. For these types of coatings, despite polymerizable materi-
als, corrosion inhibitors can be encapsulated. The release of the healing agent to the 
damaged areas promotes the filling of the cracks of the coating, thereby creating a 
protective barrier. This barrier that is formed acts as a corrosion protection, protect-
ing the metal surface from oxidizing agents [18, 19].
For the capsule-based self-healing system, the encapsulation process is one of the 
key factors during the processing. Several encapsulation methods as coacervation, 
phase separation, in situ and interfacial polymerization, layer-by-layer assembly and 
meltable dispersion are used for encapsulating reactive materials. However, interfa-
cial and in situ polymerization have been largely used as an encapsulation technique 
for capsule-based self-healing systems [20, 21]. The synthesis of microcapsules is a 
complex process and must be considered a large range of parameters. The thickness 
of the wall and the stiffness of the capsules must ensure that the containers remain 
unbroken during the processing and the rupture during cracking. The capsules must 
have the appropriate size and amount of healing agent without leakage. In addi-
tion, the quality of the surface is also important to guarantee good adhesion with 
the matrix. Synthesis parameters such as temperature, stirring rate, and pH can be 
adjusted to influence the size and quality of microcapsules [20, 22, 23].
Besides the encapsulation process, the incorporation of the capsules into the 
matrix is an important step during the process and the optimization of the disper-
sion of the microcapsules is a challenge. The challenges faced in the processing are 
considered the limitations of this self-healing mechanism. In addition, the limited 
amount of healing available restrains the multiple healing cycles [20]. Once the 
microcapsule breaks and the healing agent is polymerized, the containers cannot be 
refilled, and repetitive repair does not occur in the same location.
2.1.2 Vascular network self-healing
The vascular self-healing system has the healing agents encapsulated into capil-
laries such as hollow fibers or hollow tubes. As capsule-based systems, the capil-
laries can be filled with healing agents, while the catalyst is dispersed within the 
polymer matrix and the resin and the hardener can be encapsulated separately in 
different capillaries. In addition, one-part resin system is also possible (Figure 4). 
The rupture of the capillaries releases the healing agent that flows to the microcrack 
surfaces recovering the damaged areas.
The vascular networks can be unidimensional, bidimensional, or be formed as 
a 3-dimensional network-like structure. 2D and 3D structures, due to the intercon-
nected vascular network, have the advantages of repetitive healing in the same 
area. In addition, in addition to working as a healing agent container, the vascular 
networks also act as reinforcement for the polymeric matrices [5, 24].
Williams et al. [25] used hollow glass fibers (HGF) as storage vessels for the 
healing agent. The HGF were infused with a two-part epoxy system and inserted 
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into carbon fiber reinforced plastic (CFRP) prior to the hand lay-up lamination. The 
CFRP showed the ability to restore compressive strength after low velocity impact 
damage [25].
Mohammadi et al. [26] investigated the self-healing efficiency of a glass fiber/
epoxy composite containing microvascular channels. The one-dimensional vascular 
network was fabricated with the assistance of polymide wires. The polymeric wires 
were used as re-tractable preforms and positioned between the glass fiber during 
the resin impregnation via hand lay-up. The wires were covered with silicone and 
pulled out after the curing. The hollow channels were then filled with the heal-
ing agent. A three-part healing agent consisting of epoxy resin, maleic anhydride 
hardener, and CuBr2 (2-Methylimidazole) accelerator was used to fill the micro-
vascular channels. After damage, the healing was activated by heating at 130°C for 
30 min. Healing efficiencies above 50% were reported under tensile and flexural 
loadings [26].
The DCPD/Grubbs’ catalysts system is also largely used as a healing agent for 
hollow fiber/capillaries vascular networks. Radovic et al. [27] investigated the 
influence of the solvent on the stability of the Grubbs’ catalyst and the healing 
efficiency of the glass fiber/epoxy composites with embedded filled glass capil-
laries. Dichloromethane (DCM) and toluene (TO) were used for the dissolution 
of the Grubbs’ catalyst. A two-parts glass capillaries system was used: monomer 
and catalyst encapsulated in different capillaries. The monomer was a solution 
of 10 wt.% DCPD in dimethylformamamide 99.8% (DMF) and the catalyst was 
a solution of 1 wt.% of Grubbs catalyst dissolved in two different solvents (DCM 
e TO) for comparison. Controlled energy impact tests showed that samples with 
DCM solvent presented 60% of recovery of impact strength after healing, while 
samples with TO solvent exhibited 51% of recovery. In addition, results showed that 
the filled capillaries for healing purpose also are suitable as reinforcement for the 
composite during loading [27].
Extrinsic self-healing mechanisms have attracted attention and been extensively 
studied through the last decades. The main advantage of this type of mechanism is 
that it does not require external stimulus, it being a totally autonomic self-healing 
mechanism. However, repeatable healing is limited due to the limited amount of 
healing agent available.
Figure 4. 
a) One-part resin system, b) resin and hardener encapsulated separately and c) encapsulated resin with 




The concept of intrinsic self-healing mechanism is considered more competitive 
in terms of manufacturing and applications because the intrinsic healing ability is 
conferred to the polymer matrix. Thermoset polymer matrices with intrinsic heal-
ing capability have the advantage of multiple healing cycles as long as damage to the 
reinforcement fibers is not excessive or highly localized. Different mechanisms have 
been proposed in the last decade for the production of self-healing polymer matri-
ces. The healing capability is achieved through the modification of the polymeric 
matrix to contain intrinsic functionality or healing agent [28, 29].
Intrinsic self-healing systems are obtained through the modification of the 
structure of polymeric matrix (crosslinking density, aromatic chains, crystallinity, 
for instance) or by the modification of the polymeric matrix through the addition 
of a thermoplastic modifier, obtained by a miscible or immiscible thermoplastic/
thermoset blend [28].
2.2.1 Reversible polymer networks self-healing system
For this intrinsic mechanism, the polymeric matrix is chemically modified with 
functional groups that experience reversible reactions in the presence of external 
stimulus. Then, the healing is achieved due to the resulting conformation changes 
of the dynamic dissociation and re-association of stress-bearing bonds. Different 
types of dynamic covalent bonds and non-covalent bonds (referred to a supramo-
lecular interactions) have been investigated for self-healing purposes such as Diels-
Alder, disulfide exchange reactions, hydrogen bonds, and poly(dimethylsiloxane) 
reactions. The healing is usually initiated by temperature, although studies showing 
pH changes, chemical additives and irradiation as stimulus for the healing activa-
tion can be found [29, 30].
Diels-Alder and hydrogen binding active groups are extensively investigated 
to produce polymer networks with self-healing ability due to thermally reversible 
properties. In these networks, the bonds reconnection that allow the repair, can 
occur under different temperatures and conditions. The introduced functional 
groups are decisive for the healing event and the ratio between these groups can 
control the conditions necessary for the healing activation; that is, the levels of 
energy necessary to trigger the reversible interactions [31]. In addition, the intro-
duced functional groups are decisive for the healing efficiency, as characteristics 
such as association and flexibility and architecture of the molecule have to be 
considered and they can influence the success of healing [29].
Ehrhardt et al. synthesized a UV-cured reversible poly(methacrylate) network 
capable of healing damage at ambient conditions. Reversibility is introduced by 
Diels-Alder bonds formed through the reaction between maleimide and furan. 
UV-cured polymer films were ground into a powder, which was further compressed 
in a mold in order to bring off particles into close contact. Compressed samples 
were healed for 7 days at 1 bar and 20°C. As result, the network was healed in the 
fully vitrified state [32].
Grande et al. [33] investigated the healing behavior of aromatic disulphide-
based poly(urea-urethane) (PUU). Different combinations of disulphide and 
polyurethane pre-polymers were used to obtain different crosslink densities with 
the same number of reversible covalent bonds. Then, the effect of the polymer 
structure was investigated. Dynamical mechanical thermal analysis (DMTA), 
tensile tests and single edge notch tensile (SENT) fracture tests were carried out to 
assess the self-healing efficiency at room temperature. Results suggested that the 
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structure of the network interferes with the levels of recovery after damage. The 
addition of high contents of difunctional units resulted in polymers with low tensile 
strength but high viscoelastic properties and healing efficiency [33].
Supramolecular interactions easily dissociate under mechanical loading due the 
weak nature of the interactions. Nevertheless, these bonds can re-associate with 
minimal external trigger. Intrinsic self-healing systems based on supramolecular 
interactions present as major benefit the ability to self-heal at low temperatures, 
near to room temperature [34]. However, the dynamic nature of the reversible 
bonds implies in temperature-dependent behavior, and the long-term mechanical 
stability is an issue. Polymers network with covalent reversible bonds, on the other 
hand, potentially are able to operate in a higher temperature range, presenting 
more mechanical properties stability, but require higher temperatures for healing 
activation. In addition, the design of reversible polymer networks can involve long, 
expensive, and complex synthesis steps [33, 34].
2.2.2 Thermoplastic/thermoset blends self-healing system
The addition of thermoplastic modifiers is considered promising as an intrinsic 
healing mechanism proposed for thermoset resin. This mechanism is based on the 
incorporation of a solid-state thermoplastic healing agent in the thermoset matrix. 
During heating, the movement of these molecules promotes the flow of the healing 
agent into the damaged regions, filling the crack and providing the healing of the 
thermoset matrix [8, 35].
Three properties of thermoplastics are considered critical for the use of these 
polymers as the healing agent: fluidity, reactivity of functional groups, and adhesive 
properties. The thermoplastic must have a melting point and viscosity that provide 
flow inside the cracks besides being chemically reactive functional groups with the 
groups of the thermoset matrix. The thermoplastic must also have good adhesive 
properties, providing strong bonding with the matrix during crack repair [8].
In addition, as for this mechanism, the external activation to promote the heal-
ing is necessary, selecting the optimal parameters to promote the flow of the ther-
moplastic healing agent as an important step. Temperature and pressure are usually 
applied to enable the healing. In terms of temperature, the activation temperature 
has to be enough to provide the flow of the thermoplastic, the temperature being 
above its melting point. In practice, is also suggested that the activation of the heal-
ing occurs at temperatures above the glass transition of the matrix. The mobility of 
the crosslink matrix can increase the diffusion between thermoplastic and matrix 
and facilitate the adhesion of the healing agent to the matrix networks [35, 36].
Considering these requirements, some thermoplastic polymers have been 
suggested as possible healing agents for epoxy resin. Poly bisphenol-A-co-
epichlorohydrin, polycaprolactone (PCL), poly (methyl methacrylate) (PMMA), 
poly (ethylene-co-methyl acrylate) (EMA), poly (ethylene-co-methacrylic acid) 
(EMAA), and poly (ethylene glycidyl methacrylate) (EGMA) are examples of 
thermoplastic polymers studied as healing agents for epoxy resin [6, 8].
Varley et al. [35] investigated the healing efficiency of six different thermoplas-
tic modifiers dispersed into epoxy amine network. Ethylene vinyl acetate (EVA), 
poly(vinyl-butyral) (PVB), styrene-ethylene-butadiene copolymer (SEBS), 
poly(ethylene-co-glycidyl)-methacrylate (PEGMA), polyethylene-co-methacrylic 
acid (EMAA), and acrylonitrile-butadiene-styrene (ABS) were used. The heal-
ing agents were cryogenically ground and the particles (with size distribution 
between 149 and 295 μm) were blended within epoxy resin. The healing efficiency 
was assessed through single end notched beam (SENB) tests and four healing 
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cycles were performed in order to investigate the ability for repetitive healing. 
All healing agents presented load recovery after the first healing cycle. However, 
ABS, SEBS, and PVB showed lower repeatability of healing. EMAA, PEGMA, and 
EVA presented high levels of mendable behavior, especially after further healing 
cycles [35].
The poly (ethylene-co-methacrylic acid) (EMAA) has been extensively studied 
as a healing agent for epoxy resin and FRP, presenting high healing efficiency. In 
the case of EMAA, the thermoplastic is incorporated to the thermoset matrix and 
remains insoluble. When used as a healing agent in high concentrations (concentra-
tions above 5 wt.% are usually reported), EMAA is considered effective in healing 
the cracks in both epoxy resin and carbon fiber epoxy composites [37]. EMAA was 
first suggested as a healing agent for epoxy networks by Meure et al. [38]. EMAA 
particles with concentration of 15 wt.% were incorporated into epoxy resin and 
the healing efficiency was assessed by TDCB and SENB tests. As a result, a strong 
recovery due to the thermal expansion of the EMAA and the formation of an adhe-
sive layers between adjacent damaged surfaces was found. Further studies [39, 40] 
showed that strong chemical interactions between EMAA and epoxy networks are 
responsible for the healing mechanism [38–40].
EMAA was also reported as an efficient self-healing agent for CFRC, exhibiting 
more than 100% recovery of properties [41, 42]. For FRC, the self-healing effi-
ciency of the system is a result of the plastic deformation of the EMAA during the 
heating, which gets transformed into thin ligaments, which bridge the crack. These 
thermoplastic ligaments are able to transfer the applied tension through the crack, 
increasing the interlaminar resistance of the system [43].
Even though temperature is highly used to activate EMAA as a healing agent, 
Hargou et al. [44] showed that ultrasonic welding can be used to activate the heal-
ing mechanism for carbon fiber/epoxy systems. The ultrasonic vibration generated 
the temperature to activate the healing [44].
Miscible blends of epoxy cured with 4,4′-diaminodiphenylsulfone(DDS) and 
PCL as thermoplastic healing agent have also been investigated. Cohades et al. [45] 
used epoxy-PCL blends with 25 vol.% of PCL to manufacture glass fiber rein-
forced composites and the self-healing ability was assessed through compression 
after impact (CAI) tests. Results showed that even though epoxy-PCL composites 
presented a lower resistance to crack propagation when compared with pure epoxy 
composites, the PCL modified composites presented a recovery rate of 22 to 96% 
of compressive residual strength after low-velocity impact damage. Low levels of 
recovery were ascribed to fiber damage, which cannot be healed by the self-healing 
mechanism focused on the healing of matrix microcracking [45].
Kong et al. [46] incorporated fusible thermoplastic polystyrene (PS) as a healing 
agent into a shape of memory polyimide matrix. Shapes of memory polymers 
(SMPs) have the ability to return to the original shapes under external stimuli such 
as heat and light. Then, the combination of self-healing performance with the shape 
of memory effect through self-healing SMPs have been studied. In their study, 
Kong et al. incorporated 8% of PS into the shape of memory polyimide matrix and 
showed that the combined effect can heal damages such as cracks, pierced holes, 
and cuts at 243°C [46].
Intrinsic self-healing mechanisms have as its main advantage the indefinite 
repeatability, since repair is inherent to the chemical structure of the polymer. 
However, the need for some external activation can be considered a limitation of 
this repair mechanism and the design of the requirements for healing activation 
is specific for each system [47]. In addition, due to the need of modification of the 
matrix network, synthesizing intrinsic self-healing polymers to obtain high healing 
efficiency without mechanical strength loss is a challenge.
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3. Conclusion
Self-healing materials are able to heal themselves when damaged, restoring 
initial properties fully or partially. Inspired by natural mechanisms, self-healing 
mechanisms have been explored for all types of materials, including metals, 
 polymers, ceramics, and composites.
In the last decades, great progress has been made in the design and develop-
ment of self-healing polymeric materials and the existing self-healing polymers are 
considered smart materials able to recover their properties autonomically or non-
autonomically. These materials have been suggested for a series of applications such 
as water membranes, lithium batteries, energy transducers, biomedical devices, 
flexible electronics, and soft robotics [48].
Ideal self-healing polymers cannot significantly decrease the initial properties of 
the virgin material. In addition, the methods to assess the healing agent efficiency 
still need to be better standardized.
Self-healing materials are a new class of smart materials and have attracted a 
significant interest for research. Several self-healing techniques have been devel-
oped and investigated in the last decades. All techniques developed are reported as 
promising but they also presented with limitations and downsides. Adjustments are 
still necessary in order to apply the techniques to industrial scale production. Thus, 
further investigations and research are still necessary.
Conflict of interest
The authors declare no conflict of interest.
© 2021 The Author(s). Licensee IntechOpen. This chapter is distributed under the terms 
of the Creative Commons Attribution License (http://creativecommons.org/licenses/
by/3.0), which permits unrestricted use, distribution, and reproduction in any medium, 
provided the original work is properly cited. 
12
Fiber-Reinforced Plastic
[1] Wu DY, Meure S, Solomon D. 
Self-healing polymeric materials: A 
review of recent developments. Progress 
in Polymer Science 2008;33(5):479-522.
[2] Kessler MR. Self-healing: A new 
paradigm in materials design. 
Proceedings of the Institution of 
Mechanical Engineers - Part G: Journal 
of Aerospace Engineering 2007;221(4): 
479-495.
[3] Tan PS, Somashekar AA, Casari P, 
Bhattacharyya D. Healing efficiency 
characterization of self-repairing 
polymer composites based on damage 
continuum mechanics. Composite 
Structures. 2019;208(September 
2018):367-376. Available from: https://
doi.org/10.1016/j.compstruct. 
2018.09.091
[4] Scheiner M, Dickens TJ, Okoli O. 
Progress towards self-healing polymers 
for composite structural applications. 
Polymer (Guildf). 2016;83:260-282. 
Available from: http://dx.doi.
org/10.1016/j.polymer.2015.11.008
[5] JE PC, Sultan MT, Selvan CP, 
Irulappasamy S, Mustapha F, Basri AA, 
et al. Manufacturing challenges in 
self-healing technology for polymer 
composites — A review. Journal of 
Materials Research and Technology. 
2020;9(4):7370-7379. Available from: 
https://doi.org/10.1016/j.jmrt.2020. 
04.082
[6] Blaiszik BJ, Kramer SLB, 
Olugebefola SC, Moore JS, Sottos NR, 
White SR. Self-healing polymers and 
composites. Annual Review of Materials 
Research 2010;40:179-211.
[7] Reddy KR, El-Zein A, Airey DW, 
Alonso-Marroquin F, Schubel P, 
Manalo A. Self-healing polymers: 
Synthesis methods and applications. 
Nano-Structures & Nano-Objects. 
2020;23:100500. Available from: https://
doi.org/10.1016/j.nanoso.2020.100500
[8] Hia IL, Vahedi V, Pasbakhsh P. 
Self-healing polymer composites: 
Prospects, challenges, and applications. 
Polymer Reviews. 2016;56(2):225-261. 
Available from: http://dx.doi.org/10.108
0/15583724.2015.1106555
[9] Bekas DG, Tsirka K, Baltzis D, 
Paipetis AS. Self-healing materials: A 
review of advances in materials, 
evaluation, characterization and 
monitoring techniques. Composites Part 
B: Engineering 2016;87:92-119. Available 
from: http://dx.doi.org/10.1016/j.
compositesb.2015.09.057
[10] Peñas-Caballero M, Hernández 
Santana M, Verdejo R, 
Lopez-Manchado MA. Measuring 
self-healing in epoxy matrices: The need 
for standard conditions. Reactive and 
Functional Polymers 2021;161 
(February):104847
[11] Paolillo S, Bose RK, Santana MH, 
Grande AM. Intrinsic self-healing 
epoxies in polymer matrix composites 
(Pmcs) for aerospace applications. 
Polymers (Basel). 2021;13(2):1-32.
[12] White SR, Sottos NR, Geubelle PH, 
Moore JS, Kessler MR, Sriram SR, et al. 
Autonomic healing of polymer 
composites. Nature. 2001;409:794-817.
[13] Brown EN, Sottos NR, White SR. 
Fracture testing of a self-healing 
polymer composite. Experimental 
Mechanics 2002;42(4):372-379.
[14] RRomero-Sabat G, Gago-Benedí E, 
Roa Rovira JJ, González-Gálvez D, 
Mateo A, Medel S, et al. Development of 
a highly efficient extrinsic and 
autonomous self-healing polymeric 
system at low and ultra-low 
temperatures for high-performance 
References
13
Self-Healing Polymers and Composite Materials
DOI: http://dx.doi.org/10.5772/intechopen.100908
applications. Composites Part A: 
Applied Science and Manufacturing 
2021;145:106335
[15] Yuan YC, Ye XJ, Rong MZ, Zhang 
MQ , Yang GC, Zhao JQ . Self-healing 
epoxy composite with heat-resistant 
healant. ACS Applied Materials & 
Interfaces 2011;3(11):4487-4495.
[16] Kosarli M, Foteinidis G, Tsirka K, 
Bekas DG, Paipetis AS. Concurrent 
recovery of mechanical and electrical 
properties in nanomodified capsule-
based self-healing epoxies. Polymer 
(Guildf). 2021;227:123843. Available 
from: https://doi.org/10.1016/j.polymer. 
2021.123843
[17] Ebrahimnezhad-Khaljiri H, 
Eslami-Farsani R. The tensile properties 
and interlaminar shear strength of 
microcapsules-glass fibers/epoxy 
self-healable composites. Engineering 
Fracture Mechanics. 2020;230:106937. 
Available from: https://doi.org/10.1016/j.
engfracmech.2020.106937
[18] Liu T, Ma L, Wang X, Wang J, 
Qian H, Zhang D, et al. Self-healing 
corrosion protective coatings based on 




[19] An S, Lee MW, Yarin AL, Yoon SS. A 
review on corrosion-protective extrinsic 
self-healing: Comparison of 
microcapsule-based systems and those 
based on core-shell vascular networks. 
Chemical Engineering Journal. 
2018;344:206-220. Available from: 
https://doi.org/10.1016/j.cej.2018.03.040
[20] Islam S, Bhat G. Progress and 
challenges in self-healing composite 
materials. Mater Adv. 2021;2(6): 
1896-1926.
[21] MMarinho TMA, Pontes VS, 
Melo JDD, Costa MCB. Evaluation of the 
synthesis variables’ effect on the 
properties of PUF/ENB microcapsules 
using experimental design. Journal of 
Polymer Research. 2021;8:136. Available 
from: https://doi.org/10.1007/
s10965-021-02494-1
[22] de Carvalho ACM, Ferreira EP da C, 
Bomio M, Melo JDD, Cysne Barbosa AP, 
Costa MCB. Influence of synthesis 
parameters on properties and 
characteristics of poly (urea-
formaldehyde) microcapsules for 
self-healing applications. Journal of 
Microencapsulation. 2019;36(4):410-
419. Available from: https://doi.org/10.1
080/02652048.2019.1638462
[23] Kosarli M, Bekas D, Tsirka K, 
Paipetis AS. Capsuled-based self-healing 
polymers and composites. Thomas S, 
Surend A, editors. Self-Healing Polymer- 
Based Systems. Elsevier; 2020. 259-278. 
http://dx.doi.org/10.1016/
B978-0-12-818450-9.00010-6
[24] Lee MW, An S, Yoon SS, Yarin AL. 
Advances in self-healing materials based 
on vascular networks with mechanical 
self-repair characteristics. Advances in 
Colloid and Interface Science. 
2018;252:21-37. Available from: http://
dx.doi.org/10.1016/j.cis.2017.12.010
[25] Williams GJ, Bond IP, Trask RS. 
Compression after impact assessment of 
self-healing CFRP. Composites Part A: 
Applied Science and Manufacturing. 
2009;40:1399-1406. Available from: 
http://dx.doi.org/10.1016/j.
compositesa.2008.05.021
[26] Mohammadi MA, Eslami-Farsani R, 
Ebrahimnezhad-Khaljiri H. 
Experimental investigation of the 
healing properties of the microvascular 
channels-based self-healing glass fibers/
epoxy composites containing the 
three-part healant. Polymer Testing. 





[27] Radovic I, Stajcic A, Radisavljevic A, 
Veljkovic F, Cebela M, Mitic V V., et al. 
Solvent effects on structural changes in 
self-healing epoxy composites. Materials 
Chemistry and Physics. 2020;256: 
123761. Available from: https://doi.
org/10.1016/j.matchemphys.2020.123761
[28] Cohades A, Manfredi E, 
Plummer CJG, Michaud V. Thermal 
mending in immiscible poly 
(ϵ-caprolactone)/epoxy blends. 
European Polymer Journal 2016;81: 
114-128.
[29] Garcia SJ. Effect of polymer 
architecture on the intrinsic self-healing 
character of polymers. European 
Polymer Journal 2014;53:118-125. 
Available from: http://dx.doi.
org/10.1016/j.eurpolymj.2014.01.026
[30] Hornat CC, Urban MW. Shape 
memory effects in self-healing 
polymers. Progress in Polymer Science. 
2020;102:101208. Available from: 
https://doi.org/10.1016/j.
progpolymsci.2020.101208
[31] Araya-Hermosilla R, Lima GMR, 
Raffa P, Fortunato G, Pucci A, 
Flores ME, et al. Intrinsic self-healing 
thermoset through covalent and 
hydrogen bonding interactions. 
European Polymer Journal 2016;81:186-
197. Available from: http://dx.doi.
org/10.1016/j.eurpolymj.2016.06.004
[32] Ehrhardt D, Van Durme K, 
Jansen JFGA, Van Mele B, Van den 
Brande N. Self-healing UV-curable 
polymer network with reversible 
Diels-Alder bonds for applications in 
ambient conditions. Polymer (Guildf). 
2020;203:122762. Available from: 
https://doi.org/10.1016/j.polymer. 
2020.122762
[33] Grande AM, Martin R, Odriozola I, 
van der Zwaag S, Garcia SJ. Effect of the 
polymer structure on the viscoelastic 
and interfacial healing behaviour of 
poly(urea-urethane) networks 
containing aromatic disulphides. 
European Polymer Journal. 2017;97:120-
128. Available from: https://doi.
org/10.1016/j.eurpolymj.2017.10.007
[34] Gadwal I. A brief overview on 
preparation of self-healing polymers 
and coatings via hydrogen bonding 
interactions. Macromol. 2020;1:18-36.
[35] Varley RJ, Craze DA, Mouritz AP, 
Wang CH. Thermoplastic healing in 
epoxy networks: Exploring performance 
and mechanism of alternative healing 
agents. Macromolecular Materials 
and Engineering 2013;298(11): 
1232-1242.
[36] Pingkarawat K, Dell’Olio C, 
Varley RJ, Mouritz AP. Poly(ethylene-
co-methacrylic acid) (EMAA) as an 
efficient healing agent for high 
performance epoxy networks using 
diglycidyl ether of bisphenol A 
(DGEBA). Polymer (Guildf). 
2016;92:153-163. Available from: http://
dx.doi.org/10.1016/j.polymer.2016.03. 
054
[37] Pingkarawat K, Wang CH, Varley RJ, 
Mouritz AP. Mechanical properties of 
mendable composites containing 
self-healing thermoplastic agents. 
Composites Part A: Applied Science and 
Manufacturing 2014;65:10-18. Available 
from: http://dx.doi.org/10.1016/j.
compositesa.2014.05.015
[38] Meure S, Wu DY, Furman S. 
Polyethylene-co-methacrylic acid 
healing agents for mendable epoxy 
resins. Acta Mater 2009;57(14):4312-
4320. Available from: http://dx.doi.
org/10.1016/j.actamat.2009.05.032
[39] Meure S, Varley RJ, Wu DY, Mayo S, 
Nairn K, Furman S. Confirmation of the 
healing mechanism in a mendable 
EMAA-epoxy resin. European Polymer 




Self-Healing Polymers and Composite Materials
DOI: http://dx.doi.org/10.5772/intechopen.100908
[40] Meure S, Wu DY, Furman SA. FTIR 
study of bonding between a 
thermoplastic healing agent and a 
mendable epoxy resin. Vibrational 
Spectroscopy 2010;52(1):10-15.
[41] do Nascimento AA, Fernandez F, da 
Silva FS, Ferreira EP.C., José JD, Cysne 
Barbosa AP. Addition of poly (ethylene-
co-methacrylic acid) (EMAA) as 
self-healing agent to carbon-epoxy 
composites. Composites Part A: Applied 




[42] Meure S, Furman S, Khor S. 
Poly[ethylene-co-(methacrylic acid)] 
healing agents for mendable carbon 
fiber laminates. Macromolecular 
Materials and Engineering 
2010;295(5):420-424.
[43] Pingkarawat K, Bhat T, Craze DA, 
Wang CH, Varley RJ, Mouritz AP. 
Healing of carbon fibre-epoxy 
composites using thermoplastic 
additives. Polymer Chemistry 
2013;4(18):5007-5015.
[44] Hargou K, Pingkarawat K, 
Mouritz AP, Wang CH. Ultrasonic 
activation of mendable polymer for 
self-healing carbon-epoxy laminates. 
Composites Part B: Engineering 
2013;45(1):1031-1039. Available from: 
http://dx.doi.org/10.1016/j.
compositesb.2012.07.016
[45] Cohades A, Michaud V. Damage 
recovery after impact in E-glass 
reinforced poly(ε-caprolactone)/epoxy 
blends. Composite Structures 
2017;180:439-447.
[46] Kong D, Li J, Guo A, Zhang X, 
Xiao X. Self-healing high temperature 
shape memory polymer. European 
Polymer Journal. 2019;120:109279. 
Available from: https://doi.org/10.1016/j.
eurpolymj.2019.109279
[47] Varley RJ, Charve F. EMAA as a 
healing agent for mendable high 
temperature epoxy amine thermosets. 




[48] Almutairi MD, Aria AI, Thakur VK, 
Khan MA. Self-healing mechanisms for 
3D-printed polymeric structures: From 
lab to reality. Polymers (Basel). 2020; 
12(7):1-27.
